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(54) Photosensitive resin composition and method for forming pattern using the same 



(57) Disclosed is a photosensitive resin composi- 
tion, comprising: (a) a polysilan e having a weight-aver- 
age molecular weighToTnot less than 10000, which is 
soluble in an organic solvent; (b) a combination of a pho- 
toradical generator and an oxidizing agent; (c) a silicone 



oil; and (d) an organic solvent, and a method for forming 
a pattern using the same. 

Since photoreactivity was extremely improved in 
comparison with a conventional polysilane composition, 
an exposure time was shorten. Therefore, it is possible 
to increase a productivity of a color filter. 
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D scription 

FIELD OF THE INVENTION 

The present invention relates to a photosensitive resin composition and a method for forming a pattern using the 
same. 

BACKGROUND OF THE INVENTION 

A color filter has been used for a liquid crystal color display using a liquid crystal as an optical shutter. Heretofore, 
the present inventors have developed a method for producing a color filter utilizing a photodegradation of an organic 
polysilane. ~" ~ 

For example, Japanese Laid-Open Patent Publication No. 5 (1993)-273410 discloses a method of exposing a. 
polysilane layer to light and dipping it in a coloring sol using a metal alkoxide containing a dye or a pigment. Also. 
Japanese Laid-Open Patent Publication No. 5 (1 993)-47782 discloses a methoxf for exposing a polysilane layer formed 
on a transparent electroconductive substrate to light and electrodepositing a pattern on the irradiated area of a polysi- 
lane layer using an electrodeposition solution containing a dye or a pigment. 

The above methods using the polysilane layer have a problem that a long-time exposure is required. 

OBJECTS OF THE INVENTION 

An object of the present invention is to solve the above problem, thereby providing a method for producing a color 
filter, which is simple and superior productivity. 

This object as well as other objects and advantages of the present invention will become apparent to those skilled 
in the art from the following description with reference to the accompanying drawings. 

BRIEF EXPLANATION OF THE DRAWINGS 

Fig. 1 is a schematic flow sheet illustrating the method for forming a colored pattern of the present invention. 
Fig. 2 is a schematic flow sheet illustrating the method for forming another colored pattern of the present invention. 

SUMMARY OF THE INVENTION 

The present invention provides a photosensitive resin composition which comprises: 

(a) a polysilane having a weight-average molecular weight of not less than 10000, which is soluble in an organic 
solvent; 

(b) a combination of a photoradical generator and an oxidizing agent; 

(c) a silicone oil having a chemical structure of the formula: 

R2 

R3 R5 

wherein R 1 , R 2 , R 3 , R 4 , R 5 and R 6 may be the same or different and indicate a group selected from the group 
consisting of an aliphatic hydrocarbon group having 1 to 10 carbon atoms which may be substituted with a halogen 
atom or a glycidyl group, an aromatic hydrocarbon group having 6 to 12 carbon atoms which may be substituted 
with a halogen atom, and an alkoxy group having 1 to 8 carbon atoms; and m and n indicate an integer satisfying 
an inequality of m + n > 1; and 

(d) an organic solvent. 

The present invention provides a method for forming a colored pattern, which comprises the steps of: 

(A) applying the photosensitive resin composition as described above on a substrate and drying the substrate to 
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form a photosensitive layer; 

(B) selectively exposing the photosensitive layer to light to form a latent image of the colored pattern; and 

■(C) coloring the exposed area in which the latent image of the colored pattern has been formed, using a coloring 
, solution containing a dye or a pigment. 

V The present invention provides a method for forming a colored pattern, further comprising another coloring step 
(D) which is carried out at (east one time according to the same manner as that of the coloring step except for forming 
a latent image of a different coloring pattern on the above photosensitive layer and using a different dye or pigment. 
The present invention provides a method for forming a thin film pattern, which comprises the steps of: 

(A 1 ) applying the photosensitive resin composition as described above on a substrate and drying the substrate to 
form a photosensitive layer; 

(B') selectively exposing the photosensitive layer to light to form a patterned latent image; and 

(C) dipping the exposed area in which the patterned latent image has bee n form ed in a sol of a metal oxide, which 
does not contain a pigment or a dye, or applying the sol on the exposed area. - — — 

Thereby, the above object can be accomplished. 

DETAILED DESCRIPTION OF THE INVENTION 

<Photosensitive resin composition> 

The photosensitive resin composition of the present invention contains (a) a polysilane having a weight-average 
molecular weight of not less than 10000, which is soluble in an organic solvent, (b) a combination of a photoradical 
generator and an oxidizing agent, (c) a silicone oil and (d) an organic solvent. 

(a) Polysilane 

Examples of the polysilane to be used in the present invention include network type or chain type polysilahes. 
Taking a mechanical strength of the photosensitive material into consideration, the networktype polysilane is preferred. 
The network type polysilane is distinguished from the chain type polysilane by a bonding state of Si atoms contained 
in the polysilane. The network type polysilane is a polysilane which contains Si atoms of which bonding number with 
adjacent Si atoms (bond number) is 3 or 4. The chain type polysilane has a bond number of 2. Since the valence of 
the Si atom is 4, Si atoms having a bond number of not more than 3 in the polysilane bond with a hydrocarbon group, 
an alkoxy group or a hydrogen atom, in addition to the adjacent Si atoms. 

The hydrocarbon group may preferably be an aliphatic hydrocarbon group having 1 to 10 carbon atoms which may 
be substituted with a halogen atom or an aromatic hydrocarbon group having 6 to 14 carbon atoms. Examples of the 
aliphatic hydrocarbon groups are chain type hydrocarbon groups such as a methyl group, a propyl group, a butyl group, 
a hexyl group, an octyl group, a decyl group, a trifluoropropyl group, a nonafluorohexyl group, etc.; and alicyclic hy- 
drocarbon groups such as a cyclohexyl group, a methylcyclohexyl group, etc. Examples of the aromatic hydrocarbon 
groups are a phenyl group, a p-tolyl group, a biphenyl group, an anthracyl group, etc. 

Examples of the alkoxy groups are those having 1 to 8 carbon atoms, such as a methoxy group, an ethoxy group, 
a phenoxy group, an octyloxy group, etc. Among them, a methyl group or a phenyl group is particularly because they 
are easily producible. 

In case of networktype polysilane, the proportion of the Si atom having a bond number (with the adjacent Si atom) 
of 3 or 4 is preferably within a range of 5 to 50% based on the total number of Si atoms in the network type polysilane. 
When the proportion is less than 5%, the technical effect of the present invention is not obtained. On the other hand, 
when it exceeds 50%, the solubility is likely to be inferior. This value can be decided by measuring a nuclear magnetic 
resonance spectrum of silicon. 

Further, the polysilane in the present invention also include those obtained by mixing the network and chain polysi- 
lanes. The proportion of the above Si atom in that case is calculated by an average of the network and chain polysilanes. 

The polysilane to be used in the present invention can be produced by heating a silane halide compound to 80°C 
or more in an organic solvent (e.g. n-decane, toluene, etc.) in the presence of an alkali metal (e.g. sodium, etc.), i.e. 
polycondensation reaction. 

The network type polysilane can be obtained by heating a halosilane mixture comprising an organotrihalosilane 
compound, a tetrahalosilane compound and a diorganohalosilane compound, wherein a proportion of the organotri- 
halosilane compound and tetrahalosilane compound is within a range of 5 to 50 molar % based on the total amount, 
to carry out polycondensation. The organotrihalosilane compound is a resource of an Si atom whose bond number 
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(with the adjacent Si atom) is 3, while the tetrahalosilane compound is a resource of an Si atom whose bond number 
(with the adjacent Si atom) is 4. Further, the network structure can be confirmed by measuring a ultraviolet absorption 
spectrum or a nuclear magnetic resonance spectrum of silicon. 

The chain type polysilane can be produced by the same reaction as that in case of the network type polysilane, 
5 except for using a plurality of diorganodichlorosi lanes or a diorganodichlorosilane. 

It is preferred that a halogen atom contained in the organotrihalosilane compound, tetrahalosilane compound and 
diorganohalosilane compound which are used as the raw materia! of the polysilane is a chlorine atom. Examples of 
the substituent other than the halogen atom, which is contained in the organotrihalosilane compound and diorgano- 
halosilane compound, include the above mentioned hydrocarbon group, alkoxy group and hydrogen atom. 
10 These network and chain type polysilanes may be anyone which are soluble in the organic solvent and have a 

weight-average molecular weight of not less than 10000. Taking the use as the photosensitive material into consider- 
ation, the polysilane to be used in the present invention must be soluble in a volatile organic solvent. Preferred examples 
of the organic solvent are hydrocarbons, hydrocarbon halides and ethers having 5 to 12 carbon atoms. 

Examples of the hydrocarbons are pentane, hexane, heptane, cyclohexane.ji-decane, n-dodecane, benzene, 
is toluene, xylene, methoxybenzene, etc. Examples of the hydrocarbon halide are carbon tetrachloride, chloroform, 
1 ,2-dichloroethane, dichloromethane, chlorobenzene, etc. Examples of ethers are diethyl ether, dibutyl ether, tetrahy- 
drofuran, etc. 

In addition, the weight-average molecular weight of the polysilane is preferably not less than 10000. When it is 
less than 10000, the technical effects of the present invention is not obtained. 

20 

(b) Combination of photoradical generator and oxidizing agent 

The photoradical generator which can be used in the present invention may be any compound which generates 
a halogen radical by light irradiation, and examples thereof are 2,4,6-tris(trihalomethyl)-1 ,3,5-triazine and a compound 
25 wherein the 2-position or 2- and 4-positions are substituted, phthaltmidotriahalomethane sulfonate and a compound 
having a substituent on the benzene ring, naphthalimidotrihabmetane sulfonate and a compound having a substituent 
on a benzene ring, etc. The substituent to be contained in these compounds is an optionally substituted aliphatic or 
aromatic hydrocarbon group. 

On the other hand, the oxidizing agent which can be used in the present invention may be any compound which 
30 can be an oxygen supply source, and examples thereof are a peroxide, an amine oxide, a phosphine oxide, etc. A 
combination of trichlorotriazine as the photoradical generator and a peroxide as the oxidizing agent is preferred. 

The addition of the photoradical generator and oxidizing agent utilizes the fact that the Si-Si bond is efficiently 
broken by a habgen radical and oxygen is easily incorporated thereto. Furthermore, it is also possible to generate a 
halogen radical due to photoexcitation of the dye by adding soluble dye such as cumarin dye, cyanine dye, merocyanine 
35 dye, etc. These are related to an improvement of sensitivity to light of the polysilane. 

(c) Silicone oil 

The silicone oil to be used in the present invention is that represented by the formula: 

40 

R2 R4 

{L^SiO^RB 
R3 R5 

wherein R 1 , R 2 , R 3 , R 4 , R 5 and R 6 may be the same or different and indicate a group selected from the group 
50 consisting of an aliphatic hydrocarbon group having 1 to 10 carbon atoms which may be substituted with a halogen 
atom or a glycidyl group, an aromatic hydrocarbon group having 6 to 12 carbon atoms which may be substituted with 
a halogen atom, and an alkoxy group having 1 to 8 carbon atoms; and m and n indicate an integer and satisfy an 
inequality of m + n £ 1 . 

Examples of the aliphatic hydrocarbon group contained in the silicone oil are linear hydrocarbon groups such as 
55 a methyl group, a propyl group, a butyl group, a hexyl group, an octyl group, a decy[ group, a trifluoropropyl group, a 
glycidyloxypropyl group, etc.; and alicyclic hydrocarbon groups such as a cyclohexyl group, a methylcyclohexyl group, 
etc. Examples of the aromatic hydrocarbon group are a phenyl group, a p-tolyl group, a biphenyl group, etc. Examples 
of th alkoxy group are a methoxy group, an ethoxy group, a phenoxy group, an octyloxy group, etc. 
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The kind of R 1 to R 6 and value of m and n are not particularly important, and the silicone oil may be anyone which 
is liquid at room temperature and is compatible with the polysilane and organic solvent. Taking the compatibility into 
consideration, it is preferred to have the same group as that of the hydrocarbon group of the polysilane to be used. 
For example, when using a phenylmethyl polysilane, it is preferred to use the same phenylmethyl or diphenyl silicone 
s oil. In addition, the silicone oil having two or more alkoxy groups in the molecule wherein at least two of R 1 to R 6 indicate 
an alkoxy group having 1 to 8 carbon atoms can be used as a crosslinking agent. Examples thereof are methylphe- 
nylmethoxysilicone or phenylmethoxysilicone, which contains 15 to 35% by weight of an alkoxy group. 

The silicone oil preferably has a weight average molecular weight of not more than 10,000, more preferably not 
more than 3,000. A lower limit of the silicone oil can be as low as 500. In addition, the silicone oil further has a viscosity 
10 at 25°C of not more than 200 cps, preferably not more than 50 cps. A lower limit of the viscosity can be as low as 1cps. 

fd) Organic solvent 

The organic solvent to be used in the present invention can be those described m the polysilane (a). 

is Regarding the composition in the photosensitive resin composition of trie present invention, an amount of the 

photoradical generator, oxidizing agent and silicone oil may be respectively 1 to 30 parts by weight, 1 to 30 parts by 
weight and 5 to 100 parts by weight, based on 100 parts by weight of the polysilane. When the dye is further added, 
an amount of the dye is preferably 1 to 20 parts by weight, based on 100 parts by weight of the polysilane. The organic 
solvent can be used such that a total concentration may is 5 to 15% by weight. In the present invention, since the 

20 silicone oil which functions as a compatibilizing agent for the polysilane and photoradical generator or oxidizing agent 
is used, it is possible to contain a large amount of the photoradical generator and oxidizing agent in comparison with 
the case using no silicone oil. 
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<Photosensitive material 



The photosensitive material can be obtained by applying the above photosensitive resin composition on a sub- 
strate, followed by drying. The substrate varies depending on the use, and includes glass plate, metal plate or plastic 
plate. When a color filter is produced, a transparent substrate must be used. Examples of the transparent substrate 1 
include glass plate, quartz plate, polyethylene terephthalate film, polyolefin film, acrylic film, etc. It is particularly pre- 

30 f erred to use glass plate as the substrate. In that case, a thickness of the substrate varies depending on.the strength 
of the material to be used. For example, when using the glass plate, those having the thickness within a range Bf0\ik 
to 1 .2 mm are preferred in view of strength of the color filter material. In addition, a light^creen film (black matrix) ok 

a metal chrome may be optionally patterned on the substrate. . — ^ 

The application method onto the substrate may be anyone which can form a polysilane layer having an uniform 

35 thickness, and the application can be carried out by the method known to persons skilled in the art. It is preferred to 
use a spin coating method, normally. It is preferred that the polysilane layer to be formed on the substrate has a dry 
film thickness within a range of 0.1 to 1 .0 um The photosensitive material thus obtained can be used as a color filter 
or a ceramic thin film. 

40 <Method for forming colored pattern> 

The method for forming a colored pattern of the present invention comprises the steps of applying the photosen- 
sitive resin composition on a substrate and drying the substrate to form a photosensitive layer (A), selectively exposing 
the photosensitive layer to light to form a latent image of the colored pattern (B) and coloring the exposed area in which 
45 the latent image of the colored pattern has been formed, using a coloring solution containing a dye or a pigment (C). 

In addition, when the multi-colored pattern is formed, the method further comprise another coloring step (D) which 
is carried out at least one time according to the same manner as that of the coloring step except for forming a latent 
image of a different coloring pattern on the above photosensitive layer and using a different dye or pigment. 

so Step (A) 

This step is the same as that described in the item of the above photosensitive material 
Step (B) 



In the second step, the latent image of the colored pattern is formed on the exposed area by selectively exposing 
the above photose7isitlvTlayer--tQ N light. Ultraviolet light is normally used for the exposure. This step was shown in Fig. 
1 (a). That is, a photo-mask 103}of the pattern is placed on the photosensitive material 104 of a substrate 101 and a 

/ 
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polysilane layer 102, which was obtained in the step (A), and ultraviolet light 110 is irradiated thereon. 

The ultraviolet light to be used in the present invention has a wavelength of 250 to 400 nm within the o-o* absorption 
range of the polysilane. This irradiation may be carried out at a light volume of 0.01 to 1 J/cm 2 preferably 0.1 to 0.5 
J/cm 2 per1 um in thickness of the polysilane layer. When the light volume is smaller than 0.01 J/cm 2 coloring properties 

5 are deteriorated. On the other hand, when the light volume exceeds 1 J/cm 2 , a large amount of pinholes are generated. * 
The ultraviolet light resource can be high-pressure and ultra-high pressure mercury lamps, xenon tamps, metal halide 
lamps, etc. The laser scanning can be conducted by He-Cd laser, Ar laser, YAG laser, excimer laser, etc. 

The Si-Si bond which exists in the polysilane layer is broken by ultraviolet irradiation to form Si-OH (silanol group). 
Accordingly, a latent image having a silanol group is formed in the irradiated photosensitive material according to the 

10 pattern. 

Step (CI 

The third step is a step of coloring the exposed area in which the late nt . i mage ot the coloring pattern has been 
is formed, using a coloring solution containing a dye or a pigment. As the coloring method in this step, there can be used 
sol-gel coloring method, dyeing method, electrodeposition method and si lane coupling method. In view of heat resist- 
ance of the resulting material, the sol-gel coloring or silane coupling method is preferred. Hereinafter, the sol-gel coloring 
method will be explained in detail. 



20 Sol-gel coloring method 



In the sol-gel coloring method, a sol of a metal oxide, which contains a dye or a pigment, is used as a coloring 
solution. In the present specification, the term "metal oxide sol" means those obtained by subjecting one or more sorts 
of metals to polycondensatbn to form a sol in a suitable solvent. 

25 As the raw material of the metal oxide sol, there can be used those which are normally used in the sol-gel method. 

Examples thereof are metal organic substances (e.g. alkoxide, acetylacetonate, acetate, amine, etc.), soluble inorganic 
salts (e.g. nitrate, etc.) or dispersants of fine oxide particles of metals. Examples of the metals are Si, Zr, Pb, Ti ( Ba, 
Sr, Nb, K, Li, Ta, In, Sn, Zn, Y Cu, Ca, Mn, Fe, Co, La, Al, Mg, V, and the like. It is preferred to use as the raw material 
an alkoxide of Si, which is easily handled. The sol formation can be carried out by dissolving the above raw material 

30 in a solvent such as alcohol to form a solution and subjecting the solution to polycondensation reaction using a catalyst 
such as acid or base. 

When the metal oxide sol is synthesized using tetraethoxysilane as the alkoxide of Si, a mixture obtained by 
dissolving tetraethoxysilane in a mixed solution of ethanol and water was mixed with the dye or pigment, and hydro- 
chloric acid was added, followed by stirring at room temperature. Thereby, tetraethoxysilane is hydrolyzed and con- 

35 densed with dehydrating to give a homogeneous silica sol. In addition, the addition of the dye or pigment may be carried 
out after the sol was formed. 

Regarding the composition, the amount of ethanol, water, hydrochloric acid and dye or pigment is preferably 20 
to 200 parts by weight, 50 to 200 parts by weight, 0.01 to 3 parts by weight and 0.5 to 25 parts by weight, based on 
100 parts by weight of tetraethoxysilane. 

40 The dye or pigment which can be used in the present invention may be anyone which can be dissolved or dispersed 

in an alcohol solution of the metal alkoxide and has an interaction with the metal oxide sol. It is considered that such 
a dye or pigment is adsorbed in the photosensitive material by the interaction with a silanol group to be formed in the 
polysilane layer due to ultravblet irradiation. Asa result, the photosensitive material is colored according to the exposed 
pattern. 

45 Examples of the dye include basic dye, oil-soluble dye and disperse dye. Examples of C.I. No of the dye which 

can be suitably used in the present invention will be shown bebw. 

Examples of the basic dye are Basic Red 12, Basic Red 27, Basic Violet 7, Basic Violet 10, Basic Violet 40, Basic 
Blue 1 , Basic Blue 7, Basic Blue 26, Basic blue 77 and Basic Green 1 and Basb Yelbw 21 . 

Examples of the oil-soluble dye are Solvent Red 1 25, Solvent Red 1 32, Solvent Red 83, Solvent Red 1 09, Solvent 
50 Blue 67, Solvent Blue 25, Solvent Yellow 25, Solvent Yellow 89 and Solvent Yellow 146. 

Examples of the disperse dye are Disperse Red 60, Disperse Red 72, Disperse Blue 56, Disperse Blue 60 and 
Disperse Yellow 60. 

Among them, metal-containing oil-soluble dyes which are superior in heat resistance and light resistance are par- 
ticularly suitable as the color filter. 
55 Examples of C.I. No, of the pigment whbh can be suitably used in the present invention include Pigment Yellow 

83, Pigment Yellow 110, Pigment Yellow 139, Pigment Red 53:1 , Pigment Red 177, Pigment Red 221 , Pigment Violet 
23, Pigment Violet 37, Pigment Blue 15, Pigment Blue 15:3, Pigment Blue 15:6, Pigment Green 7, Pigment Green 36 
and Pigment Black 7. 
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The pigment may be converted into a sol or dispersed in the sol solution after it was once dispersed in the alcohol 
solution of the metal alkoxide. In case of dispersion, it is preferred to disperse in a particle size smaller than the visible 
wavelength using a nonionic surfactant. 

The exposed area of the photosensitive material is colored by applying the metal oxide sol containing the dye or 
pigment, or dipping it in the sol. This is considered as follows. That is, the silanol group is formed on the exposed area 
of the photosensitive material, as described above, and an adsorption (gelation) due to the interaction between this 
silanol group and metal oxide sol containing the dye or pigment arises. In addition, it is possible to confirm by a trans- 
mission electron microscope that particles of the metal oxide are adsorbed on the pigment surface in the metal oxide 
sol in which the pigment is dispersed and, at the same time, the pigment is present in the interior of the photosensitive 
layer when the coloring is carried out using the metal oxide sol in which the pigment is dispersed. Thereby, it is possible 
to confirm that the pigment in which particles of the metal oxide are absorbed on the surface is diffusing into the interior 
through michropore which are present at the exposed area of the photosensitive layer. 

The application can be carried out using air spray, airless spray, roll coater, curtain flow coater, meniscus coater, 
etc. On the other hand, the dipping is carried out by charging the coloring solution in a tank having a size enough to 
completely dip the photosensitive material. The method due to application is preferred because the coloring solution 
is easily controlled and the amount of the coloring solution is small. 

In order to increase the coloring speed and coloring concentration, it is possible to add an aprotic organic solvent 
(e.g. acetonitrile, dioxane, tetrahydrofuran, etc.) which enables swelling of the polysilane layer in the metal oxide sol. 
These aprotic organic solvents can be preferably contained in the amount of 1 to 20% by weight in the metal oxide sol. 
When the amount of the solvent exceeds 20% by weight, a partial redissolution of the polysilane layer is likely to arise 
to cause a turbulence on the surface of the resulting colored photosensitive material. 

The colored photosensitive material thus obtained is dried after the metal oxide sol containing the dye or pigment 
was removed. As the method of removing, there can be used a method of washing with water, a method of blowing 
off using an air blow, etc. 

It is preferred to dry at 100°C or more for 10 minutes to one hour, but the drying condition can vary within a range 
where no harmful influence is exerted on the transparent electrode, dye and pigment to be used. For example, when 
the glass plate is used as the transparent substrate and the pigment is contained, it is possible to dry at 200° C for 30 
minutes or more. In this drying process, it is predicated that the gelation due to the dehydration reaction further proceed 
to become the situation where the dye or pigment is trapped in the crosslinked film of SiC^. Particularly, when using 
those having two or more alkoxy groups in the molecule as the silicone oil, the crosslinking action proceeds and the 
heat resistance of the resulting colored pattern area is improved. 

Thereby, there can be obtained a colored film having an excellent resistance, which is not easily eluted in the 
organic solvent and is not colored in another coloring step. 

As shown in Fig. 1 (b), a pattern single -colored photosensitive material 104' is obtained by the first pattern coloring 
step. 

Coloring method other than sol-gel coloring method 

As the coloring method other than the sol-gel coloring method, there can be dyeing method, electrodeposition 
method and silane coupling method. 

In the dyeing method, the exposed area of the photosensitive material is colored by applying an aqueous solution 
of the dye as the coloring solution or dipping it in the solution. This is considered that the dye is adsorbed by the 
interaction with the silanol group formed at the exposed area. It is preferred that the aqueous solution of the dye contains 
0.1 to 5% by weight of the dye. As the dye, there can be used those which were described in the sol-gel coloring 
method. In addition, 1 to 30% by weight of a lower alcohol may be added so as to increase the solubility of the dye, 
and the aprotic organic solvent as that described in the sol-gel coloring method can be contained. The dyeing conditions 
such as dyeing temperature, dyeing time, etc. can vary depending on the desired dye concentration as well as kind 
and anlBcfnt^of the dye to be used. The dyed photosensitive material is dried after the aqueous solution of the dye was 
removed. As the method of removing, there can be used a method of washing with water and a method of blowing off 
Rising an air blow, similar to the sol-gel coloring method. The drying may be carried out by standing at room temperature, 
but is preferably carried out forcibly by heating at 50 to 100°C for 5 to 30 minutes. 

In the electrodeposition method, an electrodepositable solution containing the dye or pigment is used as the color- 
ing solution. As the electrodepositable solution, there can be used an anionic or cationic resin and a micelle electrolyte, 
which are well known to persons skilled in the art. 

The anionic resin is that obtained by neutralizing a resin having an acid group with a base. As the resin, a (meth) 
acrylic acid copolymer and an oil-free polyester resin are preferred. To the contrary, the cationic resin is that obtained 
by neutralizing a resin having an basic group with an acid. As the resin, a (meth)acrylate copolymer is preferred. 

On the oth r hand, the micelle electrolyte is an aqueous micelle solution of a charged surfactant. As the surfactant, 




positively or negatively charged one is preferred, and examples of the positively charged one include benzalkonium 
chloride, lanolin fatty acid aminopropylethyldimethylammonium salt, tetraa Iky I ammonium salt, imidazolinium satt, 
alkyldimethylbenzylammonium salt, etc. Examples of the negatively charged one include aliphatic carboxylate salt, 
alkylbenzenesulfonate salt, sulfosuccinate salt, etc. 
s As the dye and pigment, which can be used in the elect rodepos it ion method, there are dyes such as direct dye 

and acid dye, in addition to those described in the sol-gel coloring method. Examples of the direct dye include Direct 
Yellow 44, Direct Red 23, Direct Red 79, Direct Blue 25, Direct Blue 86, Direct Green 59, etc. 

Examples of the acid dye include Acid Yellow 38, Acid Yellow 99, Acid Violet 49, Acid Blue 40, Acid Blue 83, Acid 
Green 25, Acid Green 18, etc. 

10 The electrodepositable solution containing the dye or pigment can be produced as follows. That is, in case of the 

anionic or cationic resin, the objective coloring solution can be obtained by neutralizing a resin having an acid or basic 
group to prepare an aqueous solution or a water dispersion, and then dissolving a dye or a pigment in the solution or 
dispersion. When using the pigment, it is preferred to disperse so that the particle size may become not more than 0.4 
jim. Thereafter, the dispersion is diluted with water so that the pigment concentration may become 3 to 20% and a 

is solvent is optionally added to obtain an electrodepositable solution. Furthermore, a thermosetting electrodepositable 
solution can also be prepared by adding an amino resin and blocked isocyanate, which are known to a curing agent 
for electrodeposition coating composition. In addition, a silane coupling agent and colloidal silica may also be contained 
in the electrodepositable solution in order that a crosslinked structure is formed by reacting with the silanol group 
formed at the ultraviolet irradiated area of the polysilane. On the other hand, in case of water-soluble dye, the dispersion 

20 step is not required. In case of oil-soluble dye and disperse dye, however, it is necessary to carry out atomization by 
dispersion, similar to the case of pigment. 

To the contrary, in case of micelle electrolyte, the coloring solution is prepared by adding the above surfactant and 
dye or pigment in an aqueous medium and optionally dispersing. The concentration of the surfactant is not specifically 
limited, but is preferably a critical micelle concentration or more. In addition, in order to form a crosslinked structure of 

2$ the polysilane layer with the silanol group, the above silane coupling agent and colloidal silica ca be used in combination. 
In order to adjust the conductivity, a supporting electrolyte such as sulfate or acetate salt of alkali metals may be 
optionally added. 

In the electrodeposition method, it is necessary to use a glass plate in which a transparent electrode has been 
formed using ITO, conductive polymer, etc. as the transparent substrate, unlike other coloring method. The glass plate 
30 jn which the transparent has been formed by way of the above steps (A) and (B) is dipped in the above electrodepos- 
itable solution. A colored pattern is formed on the polysilane layer of the latent image by electrodepositing using the 
transparent electrode as a cathode or an anode. 

When the resin used for the electrodepositable solution has a crosslinking capability, the drying may be carried 
out according to the crosslinking reaction condition. When the resin used for the electrodepositable solution has no 
35 crosslinking capability or the solution contains no resin and is composed of the pigment and surfactant, it is preferred 
to dry at 80°C for 10 minutes or more. 

The last coloring method is a silane coupling method. In this method, an aqueous pigment dispersion containing 
a silane coupling agent is used as the coloring agent. As the silane coupling agent, there can be used those known to 
public, but it is preferred to use methoxysilane and ethoxysilane coupling agents. As the pigment, there can be used 
40 those described in the sol-gel coloring method. 

The aqueous pigment dispersion containing the silane coupling agent is prepared by dispersing 1 to 25 parts by 
weight of an nonionic surfactant, 1 to 25 parts by weight of a silane coupling agent, water and 150 to 250 parts by 
weight of an optional organic solvent, based on 100 parts by weight of a pigment, using glass beads. Normally, the 
silane coupling reaction proceeds in the presence of the acid and, therefore, it is preferred to make the coloring solution 
45 acid, using hydrochloric acid. 

The silane coupling reaction proceeds by applying the aqueous pigment dispersion containing this silane coupling 
agent to the exposed photosensitive material or dipping it in the dispersion, removing the coloring solution, followed 
by drying, thereby coloring according to the exposed pattern. The other details are the same as those described in the 
sol -gel coloring method. 

so 

Step (D) 

The photosensitive material is colored with a single color by the above steps (A) to (C). In order to obtain a material 
with a plurality of colors, such as color fitter, additional different coloring is required. Therefore, in the fourth step, the 
55 photosensitive material which is colored with a single color obtained by the steps (A) to (C) is subjected to the second 
coloring or following coloring. 

As shown in Fig. 1 (c), according to the same manner as that described in the above steps (B) and (C) except for 
forming a latent image of a different colored pattern on the polysilane lay r using a mask film 113 in place of the mask 
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film 103 and using a dye or pigment which is different from that used above, a photosensitive material 104" which is 
pattern colored with two colors is obtained, as shown in Fig. 1 (d). Normally, as shown in Fig. 1 (c), the mask film 113 
to be used here has a mask pattern which covers the pattern area of the polysilane layer colored in the above steps 
(B) and (C) to expose the non-colored area to light. 

5 As shown in Fig. 1 (e), according to the same manner as that described in the second coloring step except for 

forming a latent image of a different colored pattern on the polysilane layer using a mask film 123 in place of the mask 
film 113 and using a different dye or pigment, a photosensitive material 104"' which is pattern colored with three colors 
is obtained, as shown in Fig. 1 (I). Normally, as shown in Fig. 1 (e), the mask film 123 to be used here has a mask 
pattern which covers the colored pattern area of the first and second coloring of the polysilane layer to expose the non- 

10 colored area to light. 

It is possible to make a filter which is pattern colored with multi-colors by repeating such a step. In addition, it is 
possible to carry out coloring of the area other than the colored pattern area of the first coloring by exposing the whole 
surface to light without using a mask film. 

Further, the term "form a latent image of a different colored pattern" in the present specification means that a latent 

is image of all the same colored pattern is not formed in the respective pattern coloring steps, but it is not necessarily 
limited to the fact that the colored pattern is formed without overlapping. In addition, the term "use a different dye or 
pigment' in the present specification means to use a coloring solution having a different hue which contains at least 
one sort of a dye or pigment in the respective pattern coloring steps. At least one part of the dye or pigment composition 
to be used for the coloring solution may overlap in the respective steps. 

20 Since the patterned area of the polysilane layer which was once colored and dried has hardly any silanol group, 

it is hardly dyed with the other dye or pigment in the following coloring step. Accordingly, a problem of color mixing 
hardly arise in the method of the present invention. When the dyeing method is used as the coloring method, it is 
preferred to carry out coloring using a dye in the order of the rapid adsorption speed so as to surely prevent color 
mixture of the colored pattern. The adsorption speed of the dye which can be used in the present invention is decided 

25 by a silica gel chromatography. On the other hand, as the method of preventing color mixture when the electrodeposition 
method is used as the coloring method and the micelle electrolyte is used as the coloring solution, there can be used 
a method comprising measuring an oxidation potential of the pigment to be used using a voltametry and coloring using 
the pigment having high oxidation potential, firstly. 

30 <Cotorfilter> 

The color filter of the present invention can be obtained by using three-color colorants containing a dye or pigment 
corresponding to the three primary colors RGB in the method for forming a colored pattern, comprising the above steps 
(A) to (D), and further forming a black matrix or a black stripe. This black matrix and black stripe can be colored using 
35 a black dye or black pigment as the fourth color after the three primary colors RGB. In addition, a transparent substrate 
in which the black matrix or black stripe is previously patterned may be used. 

<Method for forming thin film pattern> 

40 The method for forming a thin film pattern of the present invention comprises the steps of applying the photosen- 

sitive resin composition on a substrate and drying the substrate to form a photosensitive layer (A'), selectively exposing 
the photosensitive layer to light to form a patterned latent image (B*), and dipping the exposed area in which the 
patterned latent image has been formed in a sol of a metal oxide, which does not contain a pigment or a dye, or applying 
the sol on the exposed area (C). 

45 

Steps (A') and (B 1 ) 

These two steps are the same as those of the steps (A) and (B) of the above method for forming the colored pattern. 
so Step fC) 

In this step, the exposed area in which the patterned latent image has been formed is dipped in a sol of a metal 
oxide, or applying the sol on the exposed area. It is quite different from the step (C) of the above method for forming 
the colored pattern in the respect that the sol of the meal oxide to be used here contains no pigment or dye. As the sol 
55 of the metal oxide, there can be used those described in the sol-gel method of the step (C) of the method for forming 
the colored pattern. 

A pattern is formed by dipping the above exposed area in the sol of the metal oxide, or applying the sol on the 
exposed area. As described above, it is considered that adsorption (gelation) due to the interaction between the silanol 
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group formed at the exposed area and metal oxide so! particle arises. 

In addition, when a functional moiety or a functional compound is contained in the metal oxide sol, the moiety or 
compound is incorporated into the interior of the photosensitive layer as the metal oxide sol is adsorbed and, therefore, 
a thin film having a function is obtained. 

5 When the function is developed by adsorption, the following three cases are considered. The first case is that the 

metal oxide sol particles themselves contain a functional atom or a functional group. The second case is that a functional 
particulate material, which can be adsorbed in the photosensitive layer together with the metal oxide sol particles, 
coexists. The last case is that a functional material, which can be dissolved in the metal oxide sol, coexists. As a matter 
of course, the function may be devebped by using these cases in combination. 

10 Examples of the functional atom include fluorine atom. Examples of the functional group include hydrophobic 

groups such as alkyl group, etc.; and groups having ion exchange properties, such as carboxyl group, sulfo group, 
acidic hydroxyl group, amino group, etc. For example, when using the fluorine atom, the hydrophobic moiety can be 
patterned on the photosensitive layer by forming a sol containing a large amount of these functional atoms or functional 
groups to adsorb the sol in the photosensitive layer. 

is Examples of the functional particulate material include copper and silver particles. When using silica gel as the 

metal oxide sol, silica sol particles can coexist with the functional particulate material by dispersing the functional 
particulate material using a silica sol or mixing those, which was once dispersed using a nonionic surfactant, at the 
time of preparing the silica sol. In this case, it is necessary that the particle size of the functional particulate material 
is adjusted to not more than 500 nm, preferably not more than 200 nm. When the particle size exceeds 500 nm, the 

20 particles can not be diffused into the irradiated area of the photosensitive layer even if it is dipped in the sol solution 
and, therefore, it cannot be sticked. The particle size can be normally measured by a centrifugal sedimentation method. 
It is considered that silica sol particles are adsorbed on the surface of the functional particulate material when the silica 
sol particles coexist with the functional particulate material. The adsorption of silica sol particles onto the surface of 
functional particles can be confirmed by measuring the zeta potential. For example, the zeta potential when dispersing 

25 using a nonionic surfactant is stabilized within a range of -5 to -25 mV. It is considered that the silanol group exists on 
the surface of the functional particulate material due to the adsorption of the silica sol. Copper and silver can be pat- 
terned and contained in the photosensitive layer by adsorbing the material thus produced in the photosensitive layer. 

On the other hand, as the functional material which can be dissolved in the metal oxide sol, there can be used 
those which are dissolved in water or alcohol and have properties of interacting with the silanol group of the silica sol. 

30 Suitable examples of the functional material include polymers having an alcoholic hydroxyl group, such as polyvinyl 
alcohol, polyethylene glycol, cellulose, etc. ; and amide group-containing polymers such as poly(2-methyl-2-oxazoline), 
poly(N-vinylpyrrolidone), poly(N,N-dimethylacrylamide), etc. When these materials are contained in the photosensitive 
layer, various functions can be imparted. For example, the flexibility can be imparted by gelling at the temperature 
where the material is not decomposed. In addition, the porosity can be imparted by gelling at the temperature higher 

35 than that where the material is decomposed and making use of holes remained after the material was decomposed. 

The application can be carried out using air spray, airless spray, roll coater, curtain flow coater, meniscus coater, 
etc. On the other hand, the dipping is carried out by charging the metal oxide sol solution in a tank having a size enough 
to completely dip the photosensitive material. The method due to application is preferred because the solution is easily 
controlled and the amount of the sol solution is small. 

40 in order to increase the adsorbing speed and patterning concentration, it is possible to add an aprotic organic 

solvent (e.g. acetonitrile, dioxane, tetrahydrofuran, etc.) which enables swelling of the polysilane layer in the metal 
oxide sol. These aprotic organic solvents can be preferably contained in the amount of 1 to 20% by weight in the metal 
oxide sol. When the amount of the solvent exceeds 20% by weight, a partial redissolution of the polysilane layer is 
likely to arise to cause a turbulence on the surface of the resulting patterned photosensitive material. 

45 The patterned photosensitive material thus obtained is dried after the metal oxide sol solution was removed. As 

the method of removing, there can be used a method of washing with water, a method of blowing off using an air blow, 
etc. 

It is preferred to dry at 100°C or more for 10 minutes to 2 hours, but the drying condition can vary within a range 
where no harmful influence is exerted on the substrate to be used and functional material to be contained. For example, 

50 when the metal oxide sol is a silica sol and the glass substrate is used, the organic substituent is eliminated by drying 
at 400°C or more to obtain a metal oxide thin film. 

As shown in Fig. 2 (b), a desirably patterned laminate 104' for forming a thin film is obtained by the steps (A*) to 
(C). When the irregularities are required on the glass surface, like a pre-groove of an optical disc substrate, a pattern 
having irregularities can be obtained, as shown in Fig. 2 (d), by exposing the whole surface to light and decomposing 

55 the remained photosensitive layer to remove as shown in Fig. 2 (c). As the method of removing an unnecessary pho- 
tosensitive layer, there can be used a method of evaporating by heating and a method of removing using a solvent. In 
case of method of removing by heating, it is sufficient to heat at 200°C or more for 1 0 to 60 minutes. In this case, metal 
oxide sol particles may not have functional characteristics. 
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In addition, thin films of different function can be easily patterned on the same substrate if the steps of (B') to (C) 
are repeated by changing the exposure ar a and using metal oxide sol solutions of different formulation. 

Since the photo reactivity of the photosensitive resin composition was extremely improved in comparison with a 
conventional polysilane composition, the exposure time was shorten. Therefore, it became possible to increase the 
5 productivity of a color filter, and a functional patterning material. 

EXAMPLES 



The following Preparation Examples, Examples and Comparative Examples further illustrate the present invention 
10 in detail but are not to be construed to limit the scope thereof. 



Preparation Example 1 

Preparation of straight-chain type polysilane 

To a 1000 ml flask equipped with a stirrer, 400 ml of toluene and 13.3 g of sodium were charged. Sodium was 
finely dispersed in toluene by heating the contents of the flask to 111°C in a yellow room where ultraviolet light was 
cut-off, followed by vigorous stirring. Then, 51.6 g of phenylmethyldichloro-silane was added and the mixture was 
polymerized by stirring for 3 hours. Thereafter, an excess amount of sodium was deactivated by adding ethanol to the 
20 resulting reaction mixture. After washing with water, the separated organic layer was introduced into ethanol to pre- 
cipitate a polysilane. The resulting crude polysilane was reprecipitated three times from ethanol to give a straight-chain 
polymethylphenylsilane having a weight-average molecular weight of 24000. 

Preparation Example 2 

25 

Preparation of network type polysilane 

According to the same operation as that described in Preparation Example 1 except for changing the amount of 
phenylmethyldichlorosilane from 51.6 g to 42.1 g and further adding 4.1 g of tetrachlorosilane, a network polymethyl- 
30 phneylsilane having a weight-average molecular weight of 11600 was obtained. 



Example 1 



Production 1 of photosensitive resin composition and photosensitive material using the same 

35 

100 Parts by weight of the straight-chain type polysilane obtained in Preparation Example 1, 10 parts by weight 
of TSR-165 (methylphenylmethoxysilicone having a molecular weight of 930, manufactured by Toshiba Silicone Co., 
Ltd.), 10 parts by weight of TAZ-1 10 (2,4-bis(trichloromethyl)-6-(p-methoxyphenyrvinyl)-1 ,3,5-triazine, manufactured 
by Midori Kagaku Co., Ltd.) and 15 parts by weight of BTTB (S.S'^^'-tetra-ft-butylperoxycarbonylJbenzophenone, 
40 manufactured by NOF Corporation) were dissolved in 1215 parts by weight of toluene to give a photosensitive resin 
composition. This photosensitive resin composition was spin-coated on a quartz substrate so that absorption (at 335 
nm) of the ultraviolet area of the polysilane may become 1 .5 in absorbance to obtain a photosensitive material. 

Example 2 

45 

Production 2 of photosensitive resin composition and photosensitive material using the same 

According to the same operation as that described in Example 1 except for changing the amount of TSR-165 from 
10 parts by weight to 30 parts by weight and changing the amount of toluene from 1215 parts by weight to 1395 parts 
so by weight, a photosensitive resin composition and a photosensitive material were obtained. 



Example 3 



Production 3 of photosensitive resin composition and photosensitive material using the same 

According to the same operation as that described in Example 1 except for changing the amount of TSR-165 from 
10 parts by weight to 50 parts by weight and changing the amount of toluene from 1215 parts by weight to 1615 parts 
by weight, a photosensitive resin composition and a photosensitive material were obtained. 
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Example 4 

Production 4 of photosensitive resin composition and photosensitive material using the same 

5 According to the same operation as that described in Example 1 except for changing the amount of TSR-1 65 from 

1 0 parts by weight to 1 00 parts by weight and changing the amount of toluene from 1 21 5 parts by weight to 2 11 5 parts 
by weight, a photosensitive resin composition and a photosensitive material were obtained. 

Example 5 

10 

Production 5 of photosensitive resin composition and photosensitive material using the same 

According to the same operation as that described in Example 1 except for using 10 parts by weight of X-40-2171 
(phenylmethoxysilicone having a molecular weight of 790, manufactured by Shinetsu Kagaku Co., Ltd.) in place of 10 
is parts by weight of TSR-1 65, a photosensitive resin composition and a photosensitive materiafwere obtained. 

Example 6 

Production 6 of photosensitive resin composition and photosensitive material using the same 

20 

According to the same operation as that described in Example 1 except for using 10 parts by weight of KR-213 
(methylphenylmethoxysilicone having a molecular weight of 640, manufactured by Shinetsu Kagaku Co., Ltd.) in place 
of 10 parts by weight of TSR-1 65, a photosensitive resin composition and a photosensitive material were obtained. 

25 Comparative Example 1 

A solution obtained by dissolving 100 parts by weight of the straight-chain type polysilane obtained in Preparation 
Example 1 in 900 parts by weight of toluene was spin-coated on a quartz substrate so that absorption (at 335 nm) of 
the ultraviolet area of the polysilane may become 1.5 in absorbance to obtain a photosensitive material. 

30 

Comparative Example 2 

According to the same operation as that described in Example 1 except for using no TSR-1 65 and changing the 
amount of toluene from 1215 parts by weight to 1115 parts by weight, a photosensitive material was obtained 

35 

Evaluation of sensitivity of photosensitive material 

Ultraviolet light was irradiated using an ultra-high pressure mercury lamp CL-50-200A (500 W) manufactured by 
Japan Storage Battery Co., Ltd. Then, the time which is necessary for the absorbance (at 335 nm) of the polysilane 
40 to be reduced to half of the value of the absorbance before irradiation (0.75) was measured and this value was taken 
as a sensitiveness. Further, a spectrophotometer MCPD-1000 manufactured by Ohtsuka Denshi Co., Ltd. was used 
for the measurement of the absorbance. The results are shown in Table 1 . 



Table 1 



Example 


Silicone 


Amount of silicone 


Sensitivity (s) 


Example 1 


TSR-1 65 


10 


12 


Example 2 


TSR-1 65 


30 


10 


Example 3 


TSR-1 65 


50 


8 


Example 4 


TSR-1 65 


100 


6 


Example 5 


X-40-2171 


50 


6 


Example 6 


KR-213 


50 


5 


Comparative Example T 1 






60 


Comparative Example 2 






15 



41 : Only polysilane 
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Example 7 

Production 7 of photosensitive resin composition and photosensitive material using the same 

5 100 Parts by weight of the straight-chain type potysilane obtained in Preparation Example 1, 50 parts by weight 

of TSR-165 (methylphenylmethoxysiiicone having a molecular weight of 930, manufactured by Toshiba Silicone Co., 
Ltd.), 10 parts by weight of TAZ-110 (2,4-bis(trichloromethyl)-6-(p-methoxyphenylvinyl)-1,3,5-triazine, manufactured 
by Midori Kagaku Co. Ltd.), 15 parts by weight of BTTB (S^'^^'-tetra-ft-butylperoxycarbony^benzophenone, manu- 
factured by NOF Corporation) and 5 parts by weight of 3,3'-carbonylbis(7-diethylaminocumarin) (manufactured by 

10 Kodak Co.) were dissolved in 1620 parts by weight of tetrahydrofuran to give a photosensitive resin composition. This 
photosensitive resin composition was spin-coated on a quartz substrate so that absorption (at 335 nm) of the ultraviolet 
area of the polysilane may become 1 .5 in absorbance to obtain a photosensitive material. Ultraviolet light was irradiated 
on this photosensitive material. As a result, the time which is necessary for the absorbance (at 335 nm) of the polysilane 
to be reduced to half of the value of the absorbance before irradiation (0.75) was 45 seconds. Further, the ultraviolet 

is irradiation was carried" out by cutting off light having a wavelength of not more than 440 nm through a filter, using an 
ultra-high pressure mercury lamp CL-50-200A (500 W) manufactured by Japan Storage Battery Co., Ltd. A spectro- 
photometer MCPD-1000 manufactured by Ohtsuka Denchi Co., Ltd. was used for the measurement of the absorbance. 

Comparative Example 3 

20 

The same operation as that described in Example 3 except for using no TSR-165 and changing the amount of 
tetrahydrofuran from 1625 parts by weight to 1175 parts by weight was carried out. In this case, the time which is 
necessary for the absorbance (at 335 nm) of the polysilane to be reduced to half of the value of the absorbance before 
irradiation was 110 seconds. 

25 

Comparative Example 4 

The same operation as that described in Example 3 except for using no TSR-1 65 and 3,3'-carbonylbis(7-diethyl- 
aminocumarin) and changing the amount of tetrahydrofuran from 1625 parts by weight to 1130 parts by weight was 

30 carried out In this case, the time which is necessary for the absorbance (at 335 nm) of the polysilane to be reduced 
to half of the value of the absorbance before irradiation was 460 seconds. 

The silicone oil was used in the present invention for the purpose of compatibilizing the polysilane with the photo- 
radical generator and oxidizing agent. As a result, the improvement of the photoreactivity due to the addition of the 
silicone oil was confirmed. The mechanism is considered as follows, assuming from the known fact that the photore- 

35 action of the polysilane in the solution is several times to several tens times fast as that in a solid. That is, the polysilane 
layer is softened by containing the silicone oik After softening, the reaction in the solid is similar to the reaction in the 
solution, thereby increasing the photoreactivity. 

Preparation Example 3 

40 

Preparation of coloring solution to be used for sol-gel coloring method 

Tetraethoxysilane (168 g), methyitriethoxysilane (84 g), deionized water (250 g) and ethanol (96 g) were charged 
in a 1000 cc beaker, and 35% concentrated hydrochloric acid (1 .92 g) was added with stirring using a magnetic stirrer. 
45 The mixture was stirred for 1 5 minutes while maintaining the liquid temperature at 20°C. As a result, a transparent and 
homogeneous silica sol was obtained. This silica sol (56 g), deionized water (1 39 g) and Red AQ-866 (50 g, manufac- 
tured by Mikuni Shikiso Co., Ltd.) as a nonionic pigment paste for color filter were charged in a 300 cc beaker and, 
after stirring for 30 minutes, ethanol (40 g) was added to prepare a sol for red coloring. 

In addition, Green AQ-016 (manufactured by Mikuni Shikiso Co., Ltd.), Blue AQ-010 (manufactured by Mikuni 
so Shikiso Co., Ltd.) and Black AQ-022 (manufactured by Mikuni Shikiso Co., Ltd.) were used in place of red AQ-866 to 
prepare sol for green coloring, blue coloring and black coloring, respectively. 

Preparation Example 4 

55 Preparation of coloring solution to be used for dyeing method 

Victoria Blue BH (2 g, basic dye manufactured by Hodagaya Kagaku Co., Ltd.), deionized water (178 g) and ac- 
etonitrile (20 g) were mixed to prepare a blue dyeing solution. Astrafloxine FF (2 g, basic dye manufactured by Hodogaya 
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Chemical Co., Ltd.), deionized water (1 78 g) and acetonitrile (20 g) were mixed to prepare a red dyeing solution. Brilliant 
Basic Cyanine 6GH (1 g, basic dye manufactured by Hodogaya Chemical Co., Ltd.) and Yellow 7GLH (1.4 g, basic 
dye manufactured by Hodagaya Kagaku Co., Ltd.) were mixed to prepare a green dyeing solution. 

It was confirmed by silica gel chromatography that the adsorption speed of the resulting three sorts of dyeing 
s solutions is large in the order of blue, red and green. 

Preparation Example 5 

Preparation of coloring solution to be used for electrodeposition method 

10 

A mixture of CI Pigment Red 177 (80 g), CI Pigment Yellow 83 (20 g), polycarboxylic acid surfactant Carribon B 
(30 g, manufactured by Sanyo Kasei Co., Ltd.) and deionized water (300 g) was dispersed for 10 hours using a sand 
mill. Deionized water was added to the dispersion after filtration under pressure so that the pigment concentration may 
become 10%. Furthermore, acetonitrile was added so that the amount thereof may become 10% based on the total 

'is amount to prepare an electrodeposition solution for red coloring. An electrodeposition solution for green coloring was 
prepared using CI Pigment Green 36 (80 g) and CI Pigment Yellow 83 (20 g) as the pigment according to the same 
manner as described above. In addition, an electrodeposition solution for blue coloring was prepared using CI Pigment 
Blue 15 (80 g)*and CI Pigment Violet 23 (20 g) as the pigment according to the same manner as described above. In 
addition, an electrodeposition solution for black coloring was prepared using CI Pigment Black 7 (100 g) as the pigment 

20 according to the same manner as described above. 

Preparation Example 6 

Preparation of coloring solution to be used for si lane coupling coloring method 

25 

A mixture of CI Pigment Red 177 (80 g), CI Pigment Yellow 83 (20 g), nonionic surfactant Nonipol 300 (30 g, 
manufactured by Sanyo Kasei Co., Ltd.), silane coupling agent KBM-403 (20 g), manufactured by Shin-Etsu Chemical 
Co., Ltd. and deionized water (300 g) was dispersed for 10 hours using a sand mill. Deionized water was added to the 
dispersion after filtration under pressure so that the pigment concentration may become 3.5%. Furthermore, acetonitrile 

30 was added so that the amount thereof may become 10% based on the total amount and the pH was adjusted to 2.5 
using hydrochloric acid to prepare a red coloring solution. A green coloring solution was prepared using CI Pigment 
Green 36 (80 g) and CI Pigment Yellow 83 (20 g) as the pigment according to the same manner as described above. 

In addition, a blue coloring solution was prepared using CI Pigment Blue 15 (80 g) and CI Pigment violet 23 (20 
g) as the pigment according to the same manner as described above. In addition, a black coloring solutbn was prepared 

35 using CI Pigment Black 7 (100 g) as the pigment according to the same manner as described above. 

Example 8 

Production 1 of photosensitive resin composition for forming colored pattern and photosensitive material using the same 

40 

100 Parts by weight of the network type polysilane obtained in Preparation Example 2, 50 parts by weight of TSR- 
165 (methylphenylmethoxysilicone having a molecular weight of 930, manufactured by Toshiba Silicone Co., Ltd.), 10 
parts by weight of TAZ-110 (2,4-bis(trichloromethyl)-6-(p-methoxyphenyl-vinyl)-1 ,3,5-triazine, manufactured by Midori 
Kagaku Co., Ltd.) and 1 5 parts by weight of BTTB (3,3',4 r 4'-tetra-(t-butylperoxycarbonyl)benzophenone, manufactured 
45 by NOF Corporation) were dissolved in 1575 parts by weight of toluene to give a photosensitive resin composition for 
forming colored pattern. This photosensitive resin composition for forming colored pattern was spin-coated on a glass 
substrate (5 cm x 5 cm) for liquid crystal display, followed by drying at 80°C for 10 minutes to obtain a photosensitive 
material having a film thickness of 2.0 urn 

50 Example 9 

Production of color filter using sol-gel coloring method 

A negative mask (3 inch x 3 inch) in which a pixel pattern for red color filter (90 |im x 90 urn) was formed was put 
55 on the photosensitive material obtained in Example 8, and a laminate thus obtained was exposed to ultraviolet light at 
a light volume of 0.2 J/cm 2 using an ultra -high pressure mercury lamp. After the negative mask was removed, the filter 
material in which a latent image was formed was dipped in the coloring sol solution for red obtained in Preparation 
Example 3 for 2 minutes. Thereafter, it was wash d with water and dried at 1 00°C for 10 minutes. 
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Then, a negative mask in which a pixel pattern for blue color filter was formed was put on the position which is 20 
jim away from the red pixel in the horizontal direction, in place of the negative mask used above, and the resulting 
laminate was exposed to give a latent image. After the formation of the latent image, the second coloring was carried 
out using the coloring sol for blue obtained in Preparation Example 3 according to the same operation as that described 

5 in the red coloring. According to the same manner as that described above except for using a negative mask in which 
a pixel pattern for green color filter was formed and using a coloring sol for green obtained in Preparation Example 3, 
the third coloring was carried out. Finally, the laminate was exposed to light without using a negative mask to expose 
the non-exposed area of 20 ujti in width, which was present between the respective color pixels. The coloring was 
carried out using the sol for black coloring obtained in Preparation Example 3 to form a light-screen film between pixels, 

10 thereby obtaining a color filter. 

It was confirmed that no color mixture is observed in the resulting color filter. In addition, a spectral transmittance 
of the color filter was measured using a spectrophotometer MCPD-1000 manufactured by Ohtsuka Denshi Co., Ltd. 
The results are as follows: R: 5% (wavelength: 510 nm), G: 8% (wavelength: 450 nm), 7% (wavelength: 650 nm), B: 
4% (wavelength: 600 nm). 

15 " 
Comparative Example 5 

According to the same operation as that described in Example 8 except for using no TSR-165 and changing the 
amount of toluene from 1575 parts by weight to 11 1 5 parts by weight, a photosensitive material was obtained. According 
20 to the same operation as that described in Example 9 except for using the photosensitive material obtained here in 
place of the photosensitive material obtained in Example 8, a color filter was obtained but the colored state was insuf- 
ficient. The spectral transmittance of the color fitter was as follows: R: 32% (wavelength: 510 nm), G: 36% (wavelength: 
450 nm), B: 23% (wavelength: 600 nm). 

25 Example 10 

Production of photosensitive material containing black matrix 

The photosensitive resin composition for forming colored pattern obtained in Example 8 was spin-coated on a 
30 glass substrate for liquid crystal display with a metal chrome light-screen film (5 cm x 5 cm), folbwed by drying at 80°C 
for 10 minutes to obtain a photosensitive material having a film thickness of 2.0 um 

Example 11 

35 Production of photosensitive material for electrodeposition method 

According to the same operation as that described in Example 10 except for using a liquid crystal display glass 
substrate with ITO in place of the glass substrate for liquid crystal display with the metal chrome light-screen film, a 
photosensitive material was obtained. 

40 

Example 12 

Production of color filter using dyeing method 

45 A negative mask (3 inch x 3 inch) in which a pixel pattern for blue color filter (90 ujti x 90 um) was formed was put 

on the photosensitive material obtained in Example 10, and a laminate thus obtained was exposed to ultraviolet light 
at a light volume of 0.2 J/cm 2 using an ultra-high pressure mercury lamp. After the negative mask was removed, the 
filter material in which a latent image was formed was dipped in the blue dyeing solution obtained in Preparation 
Example 4 for 2 minutes. Thereafter, it was washed with water and dried at 100°C for 10 minutes. 

so Then, a negative mask in which a pixel pattern for red color filter was formed was put on the position which is 20 

|im away from the blue pixel in the horizontal direction, in place-of the negative mask used above, and the resulting 
laminate was exposed to give a latent image. After the formation of the latent image, the second coloring was carried 
out using the red dyeing solution obtained in Preparation Example 4 according to the same operation as that described 
in the blue coloring. According to the same manner as that described above except for using a negative mask in which 

55 a pixel pattern for green color filter was formed and using the green dyeing solution obtained in Preparation Example 
4, the third coloring was carried out to obtain a color filter. The spectral transmittance of the color filter was as follows: 
R: 6% (wavelength: 510 nm), G: 8% (wavelength: 450 nm), 7% (wavelength: 650 nm), B: 4% (wavelength: 600 nm). 
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Example 14 



Production of color filter using electrodeposition method 

s A negative mask (3 inch x 3 inch) in which a pixel pattern for red color filter (90 u,m x 90 urn) was formed was put 

on the photosensitive material obtained in Example 11, and a laminate thus obtained was exposed to ultraviolet light 
at a light volume of 0.2 J/cm 2 using an ultra-high pressure mercury lamp. After the negative mask was removed, the 
filter material in which a latent image was formed was dipped in the electrodeposition solution for red coloring obtained 
in Preparation Example 5 and electrodeposited at a constant voltage of 50 V for 30 seconds. Thereafter, it was washed 

10 with water and dried at 100°C for 10 minutes. 

Then, a negative mask in which a pixel pattern for blue color filter was formed was put on the position which is 20 
urn away from the red pixel in the horizontal direction, in place of the negative mask used above, and the resulting 
laminate was exposed to give a latent image. After the formation of the latent image, the second coloring was carried 
out using the electrodeposition solution for blue coloring obtained in Preparation Example 5 according to the same 

is operation as that described in red coloring. According to the same manner as that described above except for using 
a negative mask in which a pixel pattern for green color filter was formed and using the electrodeposition solution for 
green coloring obtained in Preparation Example 5, the third coloring was carried out. Finally the laminate was exposed 
without using a negative mask to expose the non-exposed area of 20 jam in width, which was present between the 
respective color pixels. The electrodeposition was carried out using the electrodeposition solution for black coloring 

20 obtained in Preparation Example 5 to form a screen film between pixels, thereby obtaining a color fitter. The spectral 
transmittance of the color filter was as follows: R: 7% (wavelength: 510 nm), G: 5% (wavelength: 450 nm), 4% (wave- 
length: 650 nm), B: 5% (wavelength: 600 nm). 

Example 15 

25 

Production of color filter using silane coupling method 

According to the same operation as that of Example 9 except for using the red, green, blue and black coloring 
solutions obtained in Preparation Example 6 in place of the sol for the red, green, blue and black coloring solutions 
so obtained in Preparation Example 3, respectively, a color filter was obtained. The spectral transmittance of the resulting 
color filter was as follows: R: 6% (wavelength: 510 nm), G: 8% (wavelength: 450 nm), 7% (wavelength: 650 nm), B: 
5% (wavelength: 600 nm). 

Example 16 

35 

Application using air spray 

According to the same operation as that of Example 9 except for applying using an air spray so that the wet film 
thickness may become 50 um, in place of dipping in the sol solution for 2 minutes, a color filter was obtained. This 
40 color filter showed the same performance as that obtained in Example 9. 

Example 17 

Application using doctor blade 

45 

According to the same operation as that of Example 9 except for applying using a doctor blade so that the wet film 
thickness may become 50 um, in place of dipping in the sol solution for 2 minutes, a color filter was obtained. This 
color filter showed the same performance as that obtained in Example 9. 

60 Preparation Example 7 

Preparation of silica sol to be used for method for forming functional thin film pattern 

Tetraethoxysilane (13 g), ethanol (20 g) and deionized water (13 g) were charged in 200 cc beaker, and 35% 
5S concentrated hydrochloric acid (0.1 g) was added with stirring using a magnetic stirrer. After the mixture was stirred 
for 2 hours while maintaining the liquid temperature at 30°C, deionized water (43 g) andacetonitrile (10 g) were charged 
to obtain a silica sol. 
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Example 18 

Method for forming thin film pattern 

5 The photosensitive resin composition obtained in Example 3 was applied on a glass substrate (5 cm x 5 cm x 0. 11 

cm in thickness) using a spin coater so that the dry film thickness may become 2 um A quartz photomask was put on 
the resulting laminate for forming thin film pattern, which was exposed to ultraviolet light at a light volume of 0.2 J/cm 2 
After the photomask was removed, the laminate in which a latent image was formed was dipped in a sol obtained in 
Preparation Example 7 for 5 minutes. After dipping, the laminate was washed with water and dried at 200°C for 30 

10 minutes to give a patterned thin film of a silica gel. Further, ultraviolet light was irradiated on the total surface of this 
laminate for forming thin film pattern at a light volume of 0.2 J/cm 2 without using a mask and the laminate was dried 
at 200°C for 30 minutes. As a result, a photosensitive layer other than a pattern of the silica gel was volatilized to form 
an irregular pattern of the thin film of the silica gel on the glass substrate. Further, the irregular pattern was completely 
changed into a glass of silicon oxide by calcining at 600°C for 30 minutes, and the irregular profile was measured using 

is' ' a surface profile measuring device (Dektak 3ST, manufactured by Utvac Inc.). As a result, it was found that a pregroup 
having a height of 0.5 urn was formed. Thus, it is possible to conduct a fine irregular processing on the surface of the 
glass without using a stamper or etching method, according to the method for forming a thin film. 



Comparative Example 6 

The same operation as that described in Example 18 was carried out using a 10 wt % toluene solution of the 
polysilane obtained in Preparation Example 1 in place of the photosensitive resin composition obtained in Example 3, 
but a sufficient irregular pattern was not obtained. 

Claims 

1. A photosensitive resin composition, comprising: 

so (a) a polysilane having a weight-average molecular weight of not less than 10000, which is soluble in an organic 

solvent; 

(b) a combination of a photoradical generator and an oxidizing agent; 

(c) a silicone oil having a chemical structure of the formula: 

R2 R4 



R3 R5 



wherein R 1 , R 2 , R 3 , R 4 , R 5 and R 6 may be the same or different and indicate a group selected from the group 
consisting of an aliphatic hydrocarbon group having 1 to 10 carbon atoms which may be substituted with a 
halogen atom or a glycidyl group, an aromatic hydrocarbon group having 6 to 12 carbon atoms which may be 
45 substituted with a halogen atom, and an alkoxy group having 1 to 8 carbon atoms; and m and n are each zero 

or an integer, provided that m + n£ 1; and 
(d) an organic solvent. 



2. The photosensitive resin composition according to claim 1 , further comprising a dye. 

3. The photosensitive resin composition according to claim 1, wherein at least two of R 1 to R 6 of the silicone oil (c) 
indicate an alkoxy group having 1 to 8 carbon atoms. 

4. The photosensitive resin composition according to claim 1 , wherein the polysilane (a) is a network type polysilane. 

5. A photosensitive material obtained by applying the photosensitive resin composition of claim 1 on a substrate, 
followed by drying. 



17 



EP0 725 315 A2 



6. A method for forming a colored pattern, which comprises the steps of: 

(A) applying the photosensitive resin composition of claim 1 on a substrate and drying the substrate to form 
a photosensitive layer; 

(B) selectively exposing the photosensitive layer to light to form a latent image of the colored pattern; and 

(C) coloring the exposed area in which the latent image of the colored pattern has been formed, using a coloring 
solution containing a dye or a pigment. 

7. A method for forming a colored pattern, further comprising another coloring step (D) which is carried out at least 
one time according to the same manner as that of the coloring step except for forming a latent image of a different 
coloring pattern on the above photosensitive layer and using a different dye or pigment. 

8. The method according to claim 6 or 7, wherein the coloring step (C) includes a method of applying the coloring 
solution on the photosensitive layer. 

9. The method according to claim 6 or 7, wherein the coloring step (C) includes a method of dipping the photosensitive 
layer in the coloring solution. 

10. The method according to claim 6 or 7, wherein the coloring is carried out by electrodeposition using a transparent 
electrode as a transparent substrate and using an electrodepositable solution containing a dye or a pigment as 
the coloring solution in the coloring step (C). 

11 . The method according to claim 6 or 7, wherein the coloring solution is a sol of a metal oxide, which contains a dye 
or a pigment 

12. The method according to claim 6 or 7, wherein the coloring solution is an aqueous solution of a dye. 

13. The method according to claim 6 or 7, wherein the coloring solution contains a silane coupling agent and a sur- 
factant. 

14. A color filter obtained by the method for forming a colored pattern of claim 7. 

15. A method for forming a thin film pattern, which comprises the steps of: 

(A 1 ) applying the photosensitive resin composition of claim 1 on a substrate and drying the substrate to form 
a photosensitive layer, 

(B') selectively exposing the photosensitive layer to light to form a patterned latent image; and 

(C) dipping the exposed area in which the patterned latent image has been formed in a sol of a metal oxide, 

which does not contain a pigment or a dye, or applying the sol on the exposed area. 
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